Introduction

33
The determination of free metal concentrations is important to understand the availability 34 and mobility of toxic metals and micronutrients in environmental and biological systems. matter, towards these elements, whose experimental determination often requires the 40 specific measurement of the fraction of metal remaining as free ionic species. 41 
The electroanalytical technique AGNES (Absence of Gradients and Nernstian
42
Equilibrium Stripping) has been specifically designed to measure free metal ion 43 concentrations [4] . AGNES is a stripping technique consisting of two stages: i) deposition 44 up to an equilibrium situation and ii) quantification of the metal accumulated in the reproducibility [41] . 78 Due to the relative long deposition times in AGNES (typically of the order of 200 to 400 79 s, but also, of the order of 1000 s or longer, depending on the system and the 80 preconcentration gain), the extent of the various kinds of adsorption might be relevant 81 and, therefore, its possible interference on AGNES measurements should be assessed.
82
The aim of this work is to study how electrodic adsorption can affect AGNES literature and reported to show induced adsorption on the mercury electrode.
197
A diagnostic of induced adsorption can be gained from the observation of a peaked NPP.
198
In the particular case of PbXO, the peak is also shifted with respect to the half wave The normalized proportionality factor h can be found from a calibration.
382
The faradaic current under diffusion limited conditions cannot be affected by any 2  1  2  1  2  1  2  1  cap  1  1  1  1  1  2  1  2  1  2  1  2  1 2 2 The normalized proportionality factor hQ found from the variant AGNELSV in various 449 calibrations compare very well with other variants (see Table SI with theoretical speciation calculations (see Fig 3) . The lack of impact of complex 461 adsorption on the peak area using a SCP program with full depletion has already been 462 shown theoretically and experimentally [41] . Cd+Poly(acrylic) acid ( fig. 2) , Cd+I ( Fig.3 ) and Pb+Xylenol Orange (Fig.4) .
486
The blockage or total fouling of the electrode can be a much more serious problem than accompanying Nanotek ZnO NPs seems to block the electrode in a relatively short time.
489
In this case, it is essential to optimize the deposition time and turn the stirring off (see Fig   490   9 ) to reach the equilibrium conditions (agne) before the total blockage. 
